Chemicals and reagents were used without further purification unless otherwise noted. If necessary, reactions were performed under argon atmosphere using anhydrous solvents. Thin layer chromatography was performed using E. Merck silica gel 60 F254 precoated plates and visualized using cerium ammonium molybdate stain. Flash column chromatography was carried out with Silica Gel 60 (230-400 mesh). NMR spectra were obtained on a Varian Mercury 300 instrument. High resolution mass spectra were obtained with a Jeol JMS-600H spectrometer. 129.7, 129.3, 113.7, 97.4, 73.1, 71.7, 71.5, 65.7, 55.2, 54.3, 47.7 2, 129.4, 129.2, 113.8, 100.8, 78.1, 74.9, 71.4, 70.2, 66.1, 62.7, 55 
, 6 -A n h y d r o -2 -O -b e n z o y l -4 -O -p -m e t h o x y b e n z y l -β β β
β -D -glucopyranose (6): Epoxide 2 (30 mg, 0.11 mmol) was dissolved in DMF (2 mL). Benzoic acid (96 mg, 0.78 mmol) and potassium benzoate (108 mg, 0.67 0 mmol) were added. The mixture was refluxed for 24 h, cooled down to r.t. and poured into a mixture of sat. NaHCO 3 and Et 2 O. The aqueous phase was extracted three times with Et 2 O. The combined organic layers were washed with brine, dried with MgSO 4 , filtered and the solvent was removed in vacuo. Flash chromatography on silica gel (hexanes/EtOAc 2:1 → 1:1) afforded 6 (31 mg, 0.08 0 mmol, 73%) as a colorless oil. 1 
, 6 : 2 , 3 -D i a n h y d r o -4 -O -b e n z y l -β β β β -D -talopyranose (7):
1,6-Anhydro-2-iodo-2-deoxy-galactose 2 (1.10 g, 4.04 mmol) was dissolved in DMF (25 mL) and cooled to 0 °C. Benzyl bromide (1.44 mL, 12.13 mmol) and NaH (485 mg, 12.13 mmol, 60 % in mineral oil) were added. After 1 h , water and Et 2 O were added carefully. The aqueous phase was extracted three times with Et 2 O. The combined organic layers were washed with brine, dried with MgSO 4 , filtered and the solvent was removed in vacuo. Flash chromatography on silica gel (hexanes/acetone 3:2) afforded the epoxide 7 (826 mg, 3.51 mmol, 87%) as a colorless oil. 1 
, 6 -A n h y d r o -4 -O -b e n z y l -2 -d e o x y -2 -p h t h a l i m i d o-β β β β -D -galactopyranose (8):
Epoxide 7 (175 mg, 0.75 0 mmol) was dissolved in DMSO (4 mL). Phthalimide (413 mg, 2.81 mmol) and potassium phthalimide (413 mg, 2.23 mmol) were added. The mixture was heated to 160 °C for 20 h, cooled down to r.t. and poured onto water and Et 2 O. The aqueous phase was extracted three times with Et 2 O. The combined organic layers were washed twice with 1 M NaOH (0°C) and then with brine, dried with MgSO 4 , filtered, and the solvent was removed in vacuo. Flash chromatography on silica gel (hexanes/acetone 3:1) afforded 8 (180 mg, 0.47 2 mmol, 63%) as a colorless powder. 1 
The 1-O-acetyl compound (300 mg, 0.60 2 mmol) was dissolved in Et 2 O (5 mL) and cooled to 0 °C. Benzyl amine (2 mL) was added. After 3.5 h, the mixture was treated with HCl (1M) and the aqueous layer was washed three times with EtOAc. The combined organic layers were washed with water, dried with MgSO 4 , and the solvent was removed i n vacuo. The crude material was dissolved in CH 2 Cl 2 (5 mL). Powdered molecular sieves 4 Å (540 mg), potassium carbonate (249 mg, 1.80 mmol) and trichloroacetonitrile (361 µL, 3.60 mmol) were added. After 12 h, the mixture was filtered through Celite. Flash chromatography on silica gel (hexanes/EtOAc 3:1, 1% TEA) afforded the imidate 9 (271 mg, 0.45 2 mmol, 75%) as a colorless oil (anomeric mixture α/β = 1:10). 
Methyl (phenyl 2-O-allyl-3-O-benzyl-1-thio-α α α α -D -glucopyranoside) uronate (10):
2-O-Allyl-1,6-anhydro-3-O-benzyl-4-O-p-methoxybenzyl-β-D-
(m, 2H, 2-H, 4-H).

tert-Butyl (phenyl 2-O-allyl-3-O-benzyl-4-O-p-methoxybenzyl-1-thio-α-D-glucopyranoside) uronate :
The alcohol from the preceding step (α-isomer) (50 48 mg, 0.093 mmol), pyridinium dichromate (70 mg, 0.186 19 mmol), Ac 2 O (88 µL, 0.93 mmol) and tBuOH (178 µL, 1.86 mmol) were dissolved in CH 2 Cl 2 (2 mL). After 5 h, the reaction mixture was poured onto a silica gel column (EtOAc, 5 cm layer of EtOAc above the silica gel). After 1 5 min, the product was eluted and the solvents were removed in vacuo. Flash chromatography on silica gel (hexanes/acetone 3:1) afforded the ester (47 mg, 0.079 mmol, 85%) as a colorless oil. 1 Glycosyl acceptor 10 (26 mg, 0.060 mmol) and glycosyl donor 9 (48 mg, 0.080 mmol) were coevaporated twice i n toluene and then dissolved in toluene (5 mL). Powdered molecular sieves 4 Å (100 mg) were added. After 30 min, the mixture was cooled to -78°C and TMSOTf (120 µL of a freshly prepared 0.1 M solution in toluene) was added. After 7 h (-78°C → r.t.), TEA (0.5 mL) was added. The mixture was filtered through Celite and the solvent was evaporated. Flash column chromatography on silica gel (hexanes/EtOAc 3:1) yielded 11 (47 mg, 0.054 mmol, 90%) as a colorless powder. The β-anomer was not observed. Glycosyl acceptor 8 (16 mg, 0.042 mmol) and glycosyl donor 12 (35 mg, 0.060 mmol) were coevaporated twice i n toluene and then dissolved in CH 2 Cl 2 (0.25 mL) and CH 3 CN (1.5 mL). Powdered molecular sieves 4 Å (125 mg) and, after 30 min, NIS (17 mg, 0.078) were added. The mixture was stirred for 5 min and cooled to -40°C. After 10 min, TFA (50 µL of a freshly prepared 0.2 M solution in CH 2 Cl 2 ) was added slowly. After 3 h (-40°C → r.t.), TEA (0.5 mL) was added. The mixture was filtered through Celite and the solvent was evaporated. The residue was dissolved i n EtOAc and solutions of Na 2 S 2 O 3 (1M) and NaHCO 3 (sat.) were added. The aqueous layer was extracted three times with EtOAc. The combined organic layers were washed with brine, dried with MgSO 4 , and the solvent was removed i n vacuo. Flash column chromatography on silica gel (hexanes/EtOAc 4:1) yielded the β(1→3)-disaccharide (21 mg, 0.025 mmol, 60%) as a colorless oil. A minor amount of the α-isomer (3.5 mg, 0.0041 10%) was also obtained. 1 The β(1→3)-disaccharide (3.0 mg, 3.5 µmol) was dissolved in Ac 2 O (0.5 mL) and cooled to 0°C. TFA (25 µL) was added. The solvent was evaporated after 2 h. Toluene was added to the residue and removed again in vacuo. This was repeated three times. Flash column chromatography on silica gel (hexanes/EtOAc 3:1) yielded compound 13 (2.8 mg, 2.9 µmol, 83%) as a colorless oil (anomeric mixture α/β 1:1).
